The constants in E Coulomb are the dielectric constant (ε = 1) and C 0 = 332.0637 (the unit conversion factor when atomic charges are in electron units (|e|), the distance R is in Å, and E Coulomb is in kcal/mol). . Atomic charges (q i ) used in the force field. They were calculated quantum mechanically at the B3LYP/6-31G** level on the final geometry of each component optimized separately at the same level of theory using Jaguar v4.2. The geometries and charges of BuS? (doublet) and thioctate-TTF (broken S-S; triplet) were calculated using the unrestricted DFT. 
S2. Force field validation
This set of FF turned out to be very good (∆ < 5 %) in reproducing the density of relevant crystals containing CBPQT 4+ (or PQT 2+ , a fraction of CBPQT), PF 6 − , TTF, and/or CH 3 CN units ( Figure S3 ) from the 1-ns NPT MD simulation at corresponding temperatures (Table S3) . The MD simulation at 298 K using our set of FF gives the binding energy of ~3 kcal/mol between (CBPQT)(PF 6 ) 4 and TTF, which is in the range of the experimental estimates for the free energy of complexation of (TTF)(CBPQT)(PF 6 ) 4 complex (5.3−5.5 kcal/mol). [6] [7] [8] 
S3. Scheme-dependence
Even though long MD simulations of 1 ns were employed to estimate the coverage-dependence of packing energy in order to ensure enough equilibration and sampling ( Figure 4 and Figure  S4c ), shorter MD simulations (such as 100 ps) or even the minimization only give the same trend of the results ( Figure  S4 ). 
